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(54) A radiation-sensitive material and a method for forming a pattern therewith 



(57) The present invention relates to a radioactive- 
rays sensitive material which comprises a resin (I A) hav- 
ing in the molecule at least one functional group which 
is capable of producing an alkali-soluble group under 
the action of an acid and at least one alicyclic functional 
group containing a polar group, and/or a resin (I I A) con- 
taining in the molecule at least one functional group 
which is capable of producing an alkali-soluble group 
under the action of an acid and at least one unsaturated 



group, and a compound (B) which produces an acid un- 
der irradiation with radioactive-rays. The present inven- 
tion also relates to a method for forming a pattern by 
using such a material. The invention enables obtaining 
a stable pattern which is inexpensive and has an excel- 
lent transparency and dry-etching resistance, a high 
sensitivity and moreover an excellent adhesion. The in- 
vention also enables the production of submicroscopic 
semiconductors. 
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Description 

[0001] The present invention relates to a radioactive-rays sensitive material and to a pattern made by using such a 
material. In more detail, the present invention relates to a radioactive -rays sensitive material which comprises a resin 
5 (A) containing at least one functional group which is capable of producing an alkali-soluble group under the action of 
an acid and at least one alicyclic functional group having a polar group or unsaturated group in the molecule, and a 
compound (B) which produces an acid when exposed to radioactive-rays. The present invention also concerns a meth- 
od for forming a pattern made from the above-mentioned radioactive- rays sensitive material by using laser beam. 

10 Background of the invention 

[0002] Recently, the integration of semiconductor integrated circuits has made progress, and an LSI and a VLSI 
have been put to practical use. Simultaneously, the width of the integrated circuit line has a tendency to become 
microscopic or submicroscopic. 

is [0003] In order to form an integrated circuit, it is necessary to form a microscopic pattern on a thin layer of a semi- 
conductor which is coated on an insulator. The insulator coated with the semiconductor will be called hereinafter "the 
base plate to be treated". The technical use for this purpose is lithography (photo-etching) and is carried out as follows. 
First, the surface of the base plate to be treated is covered with a resist, and then light is applied on the resist layer 
through a determined base pattern (selected irradiation). Then the parts of the semiconductor thin layer which appear 

20 afler development form a resist pattern layer which is formed by dissolving the resist layer. This resist pattern is used 
as a mask for carrying out a dry-etching. The desired final pattern is obtained by removing the remaining resist layer. 
[0004] The light source used for lithography was at first an ultra-violet rays source. However, since the patterns 
became microscopic, sources such as electronic beams, far ultra-violet rays and X rays or the like having a short 
wavelength have been used as light sources. Nowadays, more particularly eximer lasers which produce far ultra-violet 

25 rays (for example, KrF laser having a wavelength of 248 nm, ArF laser having a wavelength of 1 93 nm) or a YAG laser 
with wavelength changing crystals (wavelengths 248nm, 1 93 nm, 1 57 nm) or the like are used in lithography techniques. 
Thus, resists having a high resolution, a high sensitivity and an excellent dry-etching resistance have been needed for 
such a lithography technique. 

[0005] It is to be noted that the radioactive rays to be employed for the radioactive-rays sensitive material of the 
30 present invention are rays used for forming semiconductor circuits such as the above-mentioned ultra-violet rays, far 
ultra-violet rays, X rays and particularly a laser beam in the far ultra-violet region. 

[0006] The resists in the prior art are mainly developed from a base made of a phenol resin or a novolak resin. These 
compounds contain aromatic rings and have an excellent dry-etching resistance. However, their transparency is low 
with respect to the wavelength of a KrF laser. In particular, they are non-transparent to the wavelength of ArF laser. 

35 Thus, it has not been possible to obtain an accuracy suitable for forming a microscopic pattern. 

[0007] On the other hand, polymers of t-butyl methacrylate have been proposed as resists which are transparent to 
the eximer laser beam. However, these resists have a poor dry-etching resistance. For this reason, chemically ampli- 
fied-type resists using alicyclic compounds, having a dry-etching resistance like the aromatic ring compounds and 
which are transparent to the KrF laser wavelengths and the ArF laser wavelengths have been disclosed in JP-A- 

40 0439665 and JP-A-07234511 . 

[0008] Further, when these chemically amplified-type resists are irradiated, a reaction is caused which produces an 
acid in the resist material. After irradiation, the resist is heated and the produced acid acts as a catalyst in the pattern- 
forming reaction which occurs in the resist material. Moreover, the pattern-forming reaction (curing or degradation) 
occurs several times thus changing the solubility of the irradiated portion of the resist in the developing solution. 

45 [0009] Alicyclic copolymers containing alicyclic compounds such as norbornene, perhydroanthracene, cyclohexane, 
tricyclo[5.2.l .026]decane, adamantane or the like are disclosed as chemically amplified-type resists. 
[0010] However, when the ratio of alicyclic copolymer which confers to these resists their dry-etching resistance, 
increases in the chemically-amplified resists comprising the above-mentioned alicyclic copolymer, the hydrophobicity 
of the polymer also increases and the rigidity also increases at the same time. Consequently, the ratio of the alicyclic 

so compounds to be used to obtain a composition having the same dry-etching resistance as the resists made from a 
phenol resin base or novolak resin base becomes too great. For example, when the unit structure exceeds 50% by 
mol in alicyclic groups, the hydrophobicity becomes high and moreover the resist becomes too hard. For this reason, 
the diffusion of the catalytic protonic acid is prevented and the chemical amplification ratio is lowered, the weight of 
the carboxylic acid produced in the polymer which is a resist material is reduced and the solubility in the alkali developing 
55 solution is lowered. 

[0011] Further, due to the introduction of alicyclic groups, these resists have a poor adhesion and since the resist 
layer becomes hard, the deformations in the resist layer become large and the resist layer becomes easy to peel off. 
Thus, there has been a problem in that a stable resist pattern cannot be obtained. 
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[0012] Moreover, the specific problem of the chemically amplified -type resists is that during heating after being ex- 
posed to radiations (PEB), the acid catalyst which is produced by the irradiation is inactivated or neutralized by the 
impurities (amine components or the like) and it is not possible to form a desired pattern. As an improvement, a pattern 
forming method is already known in which the resist layer is coated with a protective layer. 

s [0013] This method is very efficient for the resists containing phenol as a base polymer. This is the case of the majority 
of the resists of the prior art. However, when the resist has, as a base polymer, a non-phenolic polymer which has a 
low polarity, particularly a resist having a hydrophobic base polymer containing alicyclic groups, it is difficult to apply 
the protective layer thereon. The polarities of the protective layer and the resist are similar and thus solvents such as 
aromatic hydrocabon-type solvents which are used in prior art as solvents for the protective layer cannot be used 

10 because they dissolve the resist layer itself. For this reason, due to the influence of impurities, the pattern cannot be 
defined or the size of the pattern is far from the desired size. 

[0014] In order to solve the above-mentioned issue, JP-A-0723451 1 discloses a radioactive- rays sensitive material 
having excellent transparency and dry-etching resistance and moreover an excellent adhesion and a high sensitivity 
which is used in lithography using an eximer laser as an irradiation source. 

15 [0015] However, there are some drawbacks in that when the dry-etching resistance is sufficient, the developability 
is weakened and at the same time the adhesion is not sufficient. 
\ [0016] Moreover, in order to confer a dry-etching resistance to the resists having a phenol resin or a novolak resin 
as a base, it is necessary that the unit structure contains hot less than 50% mol of alicyclic groups. However, these 
compounds containing alicyclic groups are very expensive and it is actually impossible to introduce not less than 50% 

20 by mol in a resin. 

Summary of the invention 

[0017] The first aim of the present invention is to provide a radioactive-rays sensitive material which enables the 
25 production of submicroscopic semiconductors and which is transparent to the radioactive rays used for forming patterns 
and particularly to far ultra-violet laser beam, and which has an excellent developability, a dry-etching resistance and 
moreover excellent adhesion and sensitivity. 

[0018] The second aim of the present invention is to provide a method for forming a pattern which is inexpensive by 
using a radioactive-rays sensitive material which has not only excellent transparency and dry-etching resistance but 
30 also has a high sensitivity and moreover an excellent adhesion. 

[0019] The inventors of the present invention found the radioactive-rays sensitive material of the invention as a result 
of an intensive research to improve the adhesion of a radioaclive-rays sensitive material. The radioactive -rays sensitive 
material of the invention represents a solution to the above-mentioned problems. 

[0020] The radioactive-rays sensitive material of the invention is produced from a resin (A) comprising, per molecule, 
35 at least one functional group which is capable of producing an alkali-soluble group under the action of an acid and one 
alicyclic functional group having a polar group or an unsaturated group, and from a compound (B) which produces an 
acid when exposed to radioactive- rays. 

[0021] Thus a radioactive- rays sensitive material which has an excellent dry-etching resistance and which is obtained 
by a combination of radical crosslinking with lithography of a chemically amplified-type resist via eximer laser, has been 
40 sucessfully obtained. 

[0022] The first aspect of the invention provides for the first time a radioactive -rays sensitive material which comprises 
a resin (IA) having in the molecule at least one functional group which is capable of producing an alkali-soluble group 
under the action of an acid and at least one alicyclic functional containing a polar group, and/or a resin (II A) containing 
in the molecule at least one functional group which is capable of producing an alkali-soluble group under the action of 
45 an acid and at least one unsaturated group, and a compound (B) which produces an acid under irradiation with radi- 
oactive-rays. 

[0023] The second aspect of the present invention also provides a radioactive-rays sensitive material containing a 
functional group which is capable of producing an alkali-soluble group under the action of an acid, as of Formula (1) 

or (2). 

50 

-COOR, (1) 
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wherein R 1 and R 2 are independently selected from -C(CH 3 ) 2 R 3 , -Si(CH 3 ) 2 R 3 with R 3 being an alkyl group having 1 -20 
70 carbons or an aromatic group having 6-14 carbons, or 



<3 . <3 



20 [0024] The third aspect of the present invention also provides a radioactive-rays sensitive material obtained from a 
resin (IA) and a resin (HA) which are both acrylic resins. 

[0025] The fourth aspect of the present invention provides a radioactive-rays sensitive material characterised in that 
the polar group of resin (I A) is a hydroxyl group. 

[0026] The fifth aspect of the invention provides that the alicyclic functional group containing a hydroxyl group in the 
25 resin (I A) is an adamantyl group having at least one hydroxyl group. 

[0027] The sixth aspect of the invention provides that the unsaturated group in said resin (Ha) is a (meth)acryloyl 

group. 

[0028] The seventh aspect of the invention provides that the resin (HA) contains an alicyclic functional group derived 
from an unsaturated monomer having an epoxy group. 
30 [0029] The eighth aspect of the invention provides that the radioactive -rays sensitive material contains said resin 
(I I A) and further a polymerisation initiator used for crosslinking. 

[0030] The ninth aspect of the present invention provides a method for forming a pattern wherein the above-men- 
tioned radioactive-sensitive material is coated on a thin layer of semiconductor, then selectively irradiated by a far ultra- 
violet laser, baked and developed with an alkali solution to remove said radioactive-rays sensitive material. 
35 [0031] The tenth aspect of the present invention provides a method for forming a pattern wherein developing is 
carried out by using a solution which is a mixture ol an aqueous solution of an organic alkali compound and isopropyl 
alcohol. 

[0032] The elenventh aspect of the invention provides a method for forming a pattern characterised in that the radi- 
oactive-rays sensitive material which contains said resin (IIA) is developed with an alkali solution and then crosslinked 
40 between molecules using a polymerisation initiator for crosslinking and then submitted to a dry etching. 

[0033] According to the twelfth aspect of the invention, the aqueous solution of an organic alkali compound is a 
solution of tetramethylammonium hydroxide. 



Detailed description 



[0034] The radioactive-rays sensitive material (I) of the present invention comprises a resin (IA) containing in one 
molecule at least one functional group capable of producing an alkali-soluble group under the action of an acid and at 
least one alicyclic functional group containing polar groups and/or (IA) and a compound (B) which produces an acid 
when irradiated with radioactive rays. 

50 [0035] The radioactive -rays sensitive material (II) of the present invention comprises a resin (IIA) containing in the 
molecule at least one unsaturated group and a functional group capable of producing an alkali-soluble group under 
the action of an acid, and a compound (B) which produces an acid when irradiated with radioactive rays. 
[0036] In the present invention, the acid catalyst is formed from the compound (B) which is irradiated. The functional 
groups in the resins (I A) and/or (IIA) which constitute the resist material are decomposed by the acid catalyst and then 

55 become soluble in alkali solutions. The resin of the irradiated portion is then dissolved when developing with an alkali 
developing solution. As a result, the resist is heated after being irradiated, the semiconductor thin layer then forms at 
the places of the portions which have been dissolved when developing. On the portions which have not been irradiated 
and thus which are not dissolved, the resist remains and forms a resist pattern. After a plasma treatment for dry -etching, 
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the remaining resist layer is removed and a semiconductor circuit having a desired pattern is obtained. [1] First, the 
resin (I A) which constitutes the radioactive-sensitive material (I) of the present invention and starting materials there- 
ofwill now be explained. 

5 Resin (IA) 

[0037] The resin (IA) which contains in the molecule at least one unsaturated group and at least one functional group 
capable of producing an alkali-soluble group under the action of an acid is obtained by copolymerisation of a monomer 
(C) containing alicyclic functional groups, which contain polar groups, with a monomer (D) which contains functional 
10 groups that becomes soluble in an alkali solution under the action of an acid. 

Monomer (C) containing alicyclic functional groups which contain polar groups 

[0038] Monomer (C) such as, for example, hydroxyadamantyl(meth)acrylate which contains at least one substituent 

75 and hydroxynorbonyl(meth)acrylate may be used. 

[0039] Ketones, alcohols, ethers, esters, carboxylic acids, acid anhydride compounds or these compounds substi- 
tuted with sulphur, nitrogen or a halogen may be used as highly polar compounds to be introduced into the resin (IA) 
to obtain a high polar base polymer. The compounds that may be introduced are not limited to these examples. The 
proportion of these compounds introduced into the resin (I A) is 1 -50mol% or so and preferably not less than 20mol%. 

20 [0040] Further, as alicyclic functional groups, compounds containing in their structure, as a skeleton, cyclohexane, 
norbomane, norbornene, perhydro-anthracene, adamantane, tricyclo-[5.2.1 0 26 ]-decane may be used, for example. 
Further, as the alicyclic functional groups containing polar groups, adamantyl groups containing mono-, di-, tetra-hy- 
droxy groups or similar groups may be used, for example. However, the functional groups that may be used are not 
limited to these groups. 

25 

Monomer (D) which contains a functional group capable of producing an alkali-soluble group by an acid 

[0041] Monomers having unsaturated bonds and an acid group which is substituted and linked with other groups 
such as compounds of Formula (1 ) or (2) may be used as the monomer (D) having a functional group capable of 
30 producing an alkali-soluble group by an acid. As acid group, carboxyl groups, phenolic hydroxyl groups, sulphonic acid 
groups and the like may be given as examples. 

Specifically, the following acrylic acids having a substituent group and styrenes may be given as examples. 

[0042] As the acrylic acids, acrylic acid, methacrylic acid, ethyl acrylic acid, or other acrylic acids substituted with 

alkyl groups may be used. As the styrenes, para hydroxy -sty rene, para carboxy-styrenes or the like may be used. The 

35 functional group which is a carboxyl group or a phenol group (in the case of the para hydroxy sty rene) is linked to a 
substituent. In the case of a phenol group, the substituted group is preferably linked via a carbonate bond. 
[0043] As the above-mentioned substituted group capable of producing an alkali-soluble group under the action of 
an acid, groups that may be dissociated by a protonic acid such as t-butyl group, tetra-hydropyranyl group, a, a-dirneth- 
ylbenzyl group, 3-oxocyclohexyl group or the like, may be used without any limitation^ 

40 [0044] As the resin (IA), the acrylic copolymers having a (meth)acrylic group as a base selected from the above- 
mentioned monomers (C) and (D) may be used due to no absorption by far ultra-violet ray (eximer laser beam) and 
simple synthesis. 

[0045] Further, a monomer (P) having reactive unsaturated bonds, moreover an additive (Q) of (meth)acrylic acid 
with e -cap rol acton e, a modified unsaturated monocarboxylic acid (R), can be employed with the above-mentioned 

45 monomers (C) and (D). 

[0046] The above-mentioned monomer (P) having reactive unsaturated bonds includes hydroxyethyl(meth)acrylate, 
hydroxypropyl(meth)acrylate, hydroxybutyl(meth)acrylate, polycaprolactonediolmono(meth)acrylate, polyoxyethylene 
glycol, mono(meth)acrylate or other hydroxyl group-containing monomers ; (meth)acrylic acid, itaconic acid, maleic 
acid, fumaric acid, crotonic acid, b-carboxyethyl(meth)acrylate or the like. 

50 [0047] Further, as the modified unsaturated monocarboxylic acid (R) described below, the same compounds as those 
used for the resin (MA) which will be explained below may be used. 

[0048] Optionally, it is possible to add to the monomer (R) a monomer (T) having an unsaturated group which is 
radically polymerisable such as methyl(meth)acrylate, ethyl(meth)acrylate, isopropyl(meth)acrylate, n-butyl(meth)acr- 
ylate, 2-ethylhexyl(meth)acrylate, acrylonitrile, acrylamide, styrene, vinyl toluene, vinyl acetate, isopropyl vinyl ether, 
55 n-butylvinyl ether, methoxyethylvinyl ether or the like. 

[0049] The above-mentioned monomers (C) and (D), a monomer (P) having reactive unsaturated bonds, moreover 
the additive (Q) of (meth)acrylic acid with e-caprolactone and the modified unsaturated monocarboxylic acid (R) are 
thermally polymerised in a solvent in the presence of a polymerisation catalyst. 
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[0050] The molar ratio of the polymer (D) with respect to the polymer (C) is 0.3-100. 

[0051] The polymerisation catalyst that may be used is, for example, a peroxide-type catalyst, or a diazonium-type 
catalyst, or other radical initiator, 2, 2, 6, 6-tetramethyl-1-piperidinyloxy (TEMPO), benzoyl peroxide or other radical 
initiator with which molecular weight distribution can be controlled. 
5 [0052] I n order to further control the molecular weight distribution, it is possible to polymerise according to an anionic 
polymerisation using an alkyllithium or the like, a Ziegler Natta catalyst or according to an anionic polymerisation using 
a rare-earth metal catalyst. 

[0053] The reaction temperature depends on the reaction type but is about -78-200°C. 
[0054] The resin (lA) obtained may be optionally purified by re-precipitation. 
10 [0055] Regarding the polymers obtained from a material having a (meth)acrylate structure which contains an alicyclic 
group, from a material having a structure containing esters of acrylic acid which comprise in the ester group a unit 
having a high polarity, or from a material having a (meth)acrylate structure which contains in the ester group a unit 
having a high polarity, their base polymer has a high polarity and thus, a high hydrophobicity can be neutralised due 
to the alicyclic group. 

is [0056] As a result, a difference in polarity is caused between the hydrocarbon -type protective layer and the resist. 
Therefore, the resist layer is no longer dissolved and a protective layer can be coated on the resist. Consequently, it 
is possible to form a pattern having a desired size. 

[2] The resin (II A) which constitutes the radioactive-rays sensitive material (II) of the present invention and the starting 
20 materials thereofwill now be explained. 

Resin (1IA) 

[0057] The resin (IIA) which contains in the molecule at least one unsaturated group and at least one functional 
25 group capable of producing an alkali-soluble group under the action of an acid may be simply synthesised by copoly- 
merising a polymerisable monomer (D) which contains a functional group capable of producing an alkali-soluble group 
under the action of an acid (as explained in the item of resin (IA)) and a polymerisable monomer (E) which contains 
an acid group or an epoxy group to obtain a copolymer (F) as shown in Formula (3) (partially shown in the Formula) 
and then by adding to the copolymer (F) a monomer (G) containing an unsaturated group as shown in Formula (4). 



30 



35 



45 



50 



Rl Rl Rl Rl 

H (D) + H (E) - ^sj^sj^ < F > < 3 > 



wherein R1 is a hydrogen or CH 3 , X is the functional group which produces an alkali-soluble group under the action 
40 of an acid, Y is an acid group or an epoxy group 

Rl Ri Rl Rl Rl 

^^^(F)+H (G) - xv|^v. < A > (4) 



X Y 




wherein R1 is a H or CH 3 , X is the functional group which produces an alkali-soluble group under the action of an acid, 
Y is, in Formula (F), an acid group or an epoxy group, Z is, in Formula (G), an epoxy group when Y is an acid group, 
and an acid group when Y is an epoxy group, Y and Z are, in Formula (A), the reacted forms of Y and Z respectively 
55 [0058] The resin (IIA) may also contain a radically polymerisable monomer (H) having an unsaturated group. 
Each monomer will now be further described 
Monomer (D) is already explained in the item of resin (IA). 
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Monomer (E) 

[0059] The polymerisable monomer (E) containing antacid group or an epoxy group may contain a polymerisable 
monomer (El) which contains an acid group. As a polymerisable monomer (El), acrylic acid, methacrylic acid and the 
following modified unsaturated monocarboxylic acid (R) which are chain-extended between an unsaturated group and 
a carboxylic group or compounds that contain in the molecule at least two carboxylic groups such as maleic acid, may 
be used. 

[0060] These compounds may be used alone or mixed together. 

[0061] . The modified unsaturated monocarboxylic acid (R) can specifically be used and, for examples, P-carboxyethyl 
(meth)acrylate, 2-(meth)acryloyloxyethylsuccinic acid, 2-(meth)acryloyloxyethylphthalic acid, 2-(meth)acryloy- 
loxyethylhexahydrophthalic acid, unsaturated monocarboxylic acids which contain a lactone-modified ester bond or 
other ester bond and modified unsaturated monocarboxylic acids containing an ether bond may be used. 
[0062] In the above-mentioned compounds (R), modified unsaturated monocarboxylic acid having an unsaturated 
group and a carboxylic group which are bound by a chain as shown in (i), (ii) and (iii) may be used without limitation. 

(i)As shown in Formula (5), a (meth)acrylate modified by a lactone ; 



Ri 
I 

CHa = CCO-[0(CR2R 3 )m CO]n -OH (5) 



wherein R-, is a hydrogen atom or a methyl group, R 2 and R 3 are hydrogen atoms, methyl groups or ethyl groups ; 
m is an integer of 4-8 ; n is an integer of 1 -1 0 ; several R 2 and R 3 groups may be identical or different from each other. 
(ti)As shown in Formula 6, a compound whose terminal hydroxyl group is modified by an acid anhydride ; 

Rt 

CH 3 — » CCOO-CHiCHiO-CCOCCRiROm OlnCORXOOH (6) 

wherein R-, is a hydrogen atom or a methyl group, R 2 and R 3 are hydrogen atoms, methyl groups or ethyl groups. 
R 4 is a divalent aliphatic saturated group having 1-10 carbons or a divalent saturated or unsaturated alicyclic 
hydrocarbon group having 3-6 carbons or a p-xylene group or phenylene group ; m is an integer of 4-8 ; n is an 
integer of 1-10 ; several R 2 and R 3 groups may be identical or different from each other. 

(iii) as shown in Formula (7), a compound containing a terminal hydroxyl group having an ether bond which is 
modified by an acid anhydride compound ; 

Ri 

C H2 = CCOO-[(CRiR 3 )a 0]nCORXOOH (7) 

wherein R-, is a hydrogen atom or a methyl group, R 2 and R 3 are hydrogen atoms, methyl groups, ethyl groups, 
propyl groups or butyl groups. R 4 is a divalent aliphatic saturated group having 1 -10 carbons or a divalent saturated 
or unsaturated alicyclic hydrocarbon group having 3-6 carbons or a p-xylene group or phenylene group ; m is an 
integer of 4-8 ; n is an integer of 1 -10 ; several R 2 and R 3 groups may be identical or different from each other. 

[0063] The polymerisable monomer (E) which has an acid group or an epoxy group includes a polymerisable mon- 
omer (E2) containing an epoxy group. Any compound which contains, per molecule, one unsaturated radically polym- 
erisable group and an epoxy group may be used as the monomer (E2). Specifically, compounds corresponding to the 
following Formulae (8), (8') and (8") may be used. 
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10 



15 



(8) 



CH,«CR 



CH, " CR<CO HoC^ 0 °^^ H ^ 

CH 3 = CR'C OOR^OCNHR'NHCOOR 1 -^ Q 
20 C H» = C R'COOR'OOCNHR'NHCOOR'^-^ 



CH^CR'COOR 



CH 3 -CR , COOR , -Q- (} 



CH^CR'C OOR 7 ' 



0 CH.-CR'COOR' _T~l_o | 

1 6H V 



25 



30 



35 



40 



45 



50 



CH, = C R'C ONR'R'-X^X^ 0 
CH^CR'CONR'R ° 
CH^CR'CONR^R'OR'q^ Q 



CH; = C R*C00R ? -^^^ 
CH: = C R^COOR'-jQ-CH^OOC -^^ Q 

CH l =CR l COOR'CH-/Yo 
OH 



wherein each Formula, R 6 is a hydrogen atom or a methyl group, R 7 is a divalent-saturated aliphatic hydrocarbon 
group having 1-6 carbons, R 8 is a divalent hydrocarbon group having 1-10 carbons and m is an integer of 1-10. 



HO 



r 



CH 2 =CR ,, C00 




(8* ) 



R 1 



R " R"V R? 



wherein R 1 to R 10 are identical or different, hydrogen atoms, phenyl groups or alkyl groups having 1-8 carbons, one 
of R 3 , R 4 and R 6 is a 1, 2-epoxyethyl group or a 1-methyl-1, 2-epoxyethyl group, R 11 is a hydrogen atom, a methyl 
group or an ethyl group. 
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s 



CH, = CR ,l COO 




HO 



K 7 



R 4 



R s 
R* 



(8" ) 



10 wherein R 1 , R 3 -R 7 and R 8 -R 10 are identical or different, hydrogen atoms, phenyl groups, alky I groups having 1-8 car- 
bons, one of R 3 , R 4 and R 6 is a 1 , 2-epoxyethyl group or a 1 -methyl- 1 ,2-epoxyethyl group, R 11 is a hydrogen atom, a 
methyl group or an ethyl group, X is a methylene group. 

[0064] However, in view of the dry-etching resistance, particularly, 3 : 4-epoxidized dicyclopentadiene-type monomer 
which has an alicyclic structure is preferably used. 
15 [0065] The copolymer (F) is obtained by polymerising a mixture containing a monomer (D) in a molar ratio of 1 mole/ 
1 mole. 

[0066] The reaction may be carried out under a nitrogen atmosphere, the reaction temperature is in the range of 
-50-250°C. 

[0067] Regarding the monomer (G) 
20 [0068] As the monomer (G) to be added to the copolymer (F), when the polymer (F) is obtained by using a polym- 
erisable monomer (E1) which contains an acid group, a monomer (G1) having a structure corresponding to (E2) is 
used. When the copolymer (F) is obtained by using a polymerisable monomer (E2) which contains an epoxy group, a 
monomer (G2) having a structure corresponding to (E1 ) is used. 

[0069] The monomer (E1 ) and the monomer (G2) have the same structure, and the monomer (E2) and the monomer 
25 (G1 ) have the same structure. 

[0070] The copolymer (A) is obtained by reacting a mixture of monomer (G) and copolymer (F) in a mole ratio of 1:1. 
[0071] The reaction between the copolymer (F) and the monomer (G) is carried out under a nitrogen atmosphere 
and the reaction temperature is in the range of 60-1 40°C. 

[0072] As a catalyst used for the addition reaction of the copolymer (F) and the monomer (G) (reaction of the epoxy 
30 group with the acid group), dimethylbenzylamine, triethylamine, tetramethyl ethylene diamine, tri-n-octylamine or other 

tertiary amines, tetramethylammonium chloride, tetramethylammonium bromide, tetrabutylammonium bromide or other 

quaternary ammonium salts, tetramethylurea or other alkyl urea compounds, tetramethylguanidine or other alky I gua- 

nidine, triphenylphosphine or other phospine type compounds or salts thereof may be used. The above-mentioned 

catalysts may be used alone or mixed together. 
35 [0073] These catalysts are employed at 0.01 -1 0% by weight and preferably, 0.5-3.0% by weight based on the epoxy 

compound. When the amount of catalyst is less than 0.01% by weight, the catalytic action is low, whilst when it is more 

than 10% by weight, the characteristics of the resin are damaged. 



[0074] When synthesising the resin (I I A), monomer (H) may be added to the monomers (D) and (E). 
[0075] As the monomer (H) which contains an unsaturated group, it is possible to combine a radically polymerisable 
monomer (H1) which contains an unsaturated group and, if necessary, a radically polymerisable monomer (H2) con- 
taining an unsaturated group which contains an alicyclic functional group. 

45 [0076] As the radically polymerisable monomer (H1 ) containing an unsaturated group, hydroxyethyl(meth)acrylate, 
hydroxypropyt(meth)acrylate, hydroxybutyl(meth)acrylate, polycaprolactonediolmono(meth)acrylate, polyoxyethyl- 
eneglycolmono(meth)acrylate or other hydroxyl group containing monomer (which are a part of the monomer (P) which 
contains a reactive unsaturated group as explained before), or the monomer (T) which contains an unsaturated group 
(as explained regarding the resin (IA)) may be used, for example. 

50 [0077] As the radically polymerisable monomer (H2) containing an unsaturated group which contains an alicyclic 
functional group, a (meth)acrylate of an alcohol having an alicyclic functional group, particularly the monomer (C) which 
contains an alicyclic functional group containing a polar group (as explained in the item of the resin I) may be given as 
examples. 

[0078] The amount of monomer (H) having an unsaturated group used is 0-80 mol% based on the monomer units 
55 contained in the produced resin. 

[0079] In the reactions of Formulae (3) and (4), it is also possible to use a solvent. 

[0080] Any compound that may dissolve the monomers (starting materials) and/or the copolymer may be used as a 
solvent without any limitation. For example, benzene, toluene, xylene or other aromatic hydrocarbon compounds, meth- 
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anol, ethanol, 2-propanol or other alcohols, acetone, methyl ethyl ketone, methyl isobutyl ketone or other ketones, 
diethyl ether, dibutyl ether, dioxane or other ethers, ethyl acetate, isobutyl acetate, ethylene glycol monoacetate, pro- 
pylene glycol monoacetate, dipropylene glycol monoacetate or other esters, ethylene glycol monoalkyl ethers, dieth- 
ylene glycol monoalkyl ethers, propylene glycol monoalkyl ethers, dipropylene glycol monoalkyl ethers, butylene glycol 
monoalkyl ethers, ethylene glycol dialkyl ethers, diethylene glycol dimethyl ether, diethylene glycol diethyl ether or 
other diethylene glycol dialkyl ethers, ethylene glycol monoalkyl ether acetates, diethylene glycol monoalkyl ether ac- 
etates, dimethyl formamide, dimethyl acetamides or other amides, chloroform or other halogenated hydrocarbon com- 
pounds may be used. These solvents may be used alone or mixed together. 

[0081] The amount of the solvents may be 30-10,000 parts by weight parts based on 100 weight parts of the resin. 
[0082] For the purpose of improving the dry-etching resistance of the resist, it is possible to optionally add a monomer 
or an oligomer for dilution (hereinafter referred as diluted monomer (J) for dilution) to density the crosslinking of the 
resin (I I A). 

[0083] Compounds having a double bond which is radically polymerisable, such as, for example, acrylates, meth- 
acryiates, styrene or other vinyl-aromatic compounds, amide-type unsaturated compounds may be used as monomers 
(J) for dilution. 

[0084] The following acrylates or methacrylates are typical. Methyl-(meth)acrylate, ethyl(meth)acrylate, isopropyl 
(meth)acrylate, n-butyl(meth)acrylate, pentyl(meth)acrylate, hexyl(meth)acrylate or other alkyl (meth)acrylates ; 2-hy- 
droxyethyl(meth)acrylate ! hydroxy propy I (meth)acrylate, hydroxybutyl(meth)acrylate, caprolactone-modified-2-hydrox- 
yethyl(meth)acrylate or other (meth)acrylates containing a hydroxyl group, methoxydiethyleneglycol (meth)acrylate, 
ethoxydiethyleneglycol(meth)acrylate,- isooctyloxydiethyleneglycol (meth)acrylate, phenoxytriethyleneglycol(meth) 
acrylate, methoxytriethyleneglycol (meth)acrylate, methoxypolyethyleneglycol#400-(meth)acrylate or other (meth) 
acrylates ; 1 , 6-hexanedioldi(meth)acrylate, neopentylglycoldi(meth)acrylate or other bifunctional di(meth)acrylates, 
trimethylolpropanetri(meth)acrylate or other Afunctional (meth)acrylates may be used. 

[0085] As the oligomer (a polymerisable prepolymer), for example, (meth)acrylates of polyester polyols, (meth)acr- 
ylates of polyether polyols, or resins containing hydroxy-(meth)acrylate introduced into polyols through polyisocyanates 
and additives of polyepoxides with (meth)acrylic acid may be used. 

[0086] The above-mentioned monomer (J) for dilution is mixed in a desired amount, for example, 0-300 parts by 
weight and preferably 0-100 based on the amount of the resin (HA). When the amount of the monomer (J) is more than 
300 parts by weight, the features of the resin (HA) are damaged. 

[3] Compound (B) capable of producing an acid under radioactive-rays irradiation 

[0087] The compound (B) capable of producing an acid under radioactive-rays irradiation will now be explained. 
[0088] It is possible to use the oxazole derivative shown in Formula (9), the s-triazine derivative shown in Formula 
(10), the iodonium salt shown in Formula (11), the sulphonium salt shown in Formula (12), the disulfone derivative 
shown in Formula (13), the imidosulphonate shown in Formula (14) or the diazonium salt shown in Formula (15) as a 
compound capable of producing an acid under radioactive -rays irradiation, which will be called an acid-generating 
agent. However, the agent is not limited to these examples. 



wherein R1 is a substituted or non-substituted alkyl group having 1-6 carbons, an alkenyl group having 1-6 carbons 
or an unsubstituted allyl group, X is CI or Br. 
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wherein R1 is a substituted or non substituted allyl group or an alkenyl group having 1 -6 carbon atoms, X is CI or Br ; 
substituents are alkyl groups having 1-10 carbons, -N0 2 , -OCH 3 , -CHO 

5 Art — I — Axz 

(in 

wherein Ar1 and Ar2 are substituted or non-substituted aromatic ring having 6-14 carbons, X is BF 6 ", PF 6 ", AsF 6 ", 
io SbF 6 ", CI0 4 "oran anion of organic sulphonic acids. The substituents of Ar are alkyl groups having 1-10 carbons, -NC^, 
-OCH 3 , -CHO. 
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R2^S X (12). 

wherein R1, R2 and R3 are substituted or non-substituted alkyl groups having 1 -20 carbons or aromatic rings of 6-14 
carbons ; X is BF 6 _ , PF 6 _ , AsF 6 _ , SbF 6 -> CIO e " or an anion of sulfonic acids. 

R 1 -S0 2 -S0 2 -R 2 (13) 

wherein R1 and R2 are substituted or non-substituted aromatic rings having 6-14 carbons or alicyclic groups. 



R1 — SOr — O — N Z 

Y (14) 



wherein R1 is a substituted or non-substituted alkyl group having 1-20 carbons or an allyl group ; Z is a substituted or 
non -substituted alkylene group of 1-20 carbons, an alkenylene group or an allyl group. 

40 Ar r N|X' (15) 

wherein AM is a substituted or non-substituted aromatic ring of 6-14 carbons ; X is BF 6 ", PF 6 ~, AsF 6 ", SbF 6 ', CI0 4 _ or 
an anion of organic sulphonic acids. 



[4] Method for producing the radioactive-rays sensitive material and method for forming a pattern therewith 

[0089] The production of a radioactive-rays sensitive material (resist) by using the above-mentioned resin (IA) and/ 
or (I I A) [hereinafter referred to as resin (A) and distinguished from one another when necessary] and an acid-generating 
agent (B) will be explained hereinafter as well as the process of forming a resist layer on the base plate to be treated 
by using the resist obtained, irradiating it, developing it, dry etching it and removing the resist. 

[0090] The production of the radioactive -rays sensitive material (resist) using the resin (A) and the acid-generating 
agent (B) consists of mixing 0.01-30 parts by weight of the acid-generating agent (B) based on 1 00 parts by weight of 
the resin (A), adding 100 parts by weight of this mixture into 50-10,000 parts by weight of solvent and mixing this 
mixture to form a homogenised resist solution. The order of adding the resin (A), the acid-generating agent (B) and 
the solvent may be suitably selected. 

[0091] Solvents such as hexane, heptane, octane or other aliphatic hydrocarbons, toluene, xylene, or other aromatic 
hydrocarbons, mineral spirits or other hydrocarbons ; ethyl acetate, n-butyl acetate, isobutyl acetate, methyl lactate, 



11 

BNSDOCID: <EP 0936S04A1_i_> 



EP 0 936 504 A1 



ethyl lactate, methyl cellosolve acetate, butylcarbitoi acetate or other ester type solvents ; methyl ethyl ketone, methyl 
isobutyl ketone, diisobutyl ketone, cyclohexanone or other ketone-like solvents ; ethanol, isopropanol, n-butanol, sec- 
butanol, isobutanol or other alcoholic solvents, n-butyl ether, dioxan, ethylene glycol monomethylether, ethylene glycol 
monoethylether, propylene glycol monomethylether, dipropylene glycol monomethyl ether or other ether type solvents 
5 may be used. These solvents may also be used in a suitable mixture. 

[0092] The formation of the resist layer on the base plate to be treated consists of providing the resist solution obtained 
on the semiconductor thin layer which is coated by a protective layer while the base plate to be treated is turning in 
order to carry out a coating of a determined thickness according to the spin-coating method. The thickness of the resist 
layer is 0.1-10 um 

10 [0093] The base plate which is coated with the resist (hereinafter referred to as the resist base plate) is pre-heated 
(prebaked) and selectively irradiated with an eximer laser or the like. An acid is then produced in the resist layer by 
the acid-generating agent (B) due to irradiation. 

[0094] A laser having an output power of 0.01-100W or so and preferably 1 -10 W may be used. 
[0095] After irradiation, the resist base plate may optionally be heated for 0-60 minutes at 50-200°C and a low tem- 
15 perature-post bake is then carried out. The acid produced is like a catalyst and due to its presence in the resin (A), the 
reaction which transforms the group capable of producing an akali-soluble group into an alkali-soluble group occurs 
several times. Therefore, the resist is then transformed into an alkali-soluble material. 

[0096] A process for improving a chemical amplification by using an acid produced by irradiation and a low temper- 
ature-post bake will now be described. 

20 [0097] Alter the low temperature-post bake, the resist base plate is developed by using an alkali solution. Further, it 
is possible to form a microscopic pattern in a stable manner by carrying out a high temperature post bake or the like. 
[0098] Moreover, this high temperature post bake which is carried out after developing, shows a process for promoting 
the crosslinking reaction of the unsaturated groups in the resin. When the temperature of the high temperature-post 
bake is not less than 120°C, the crosslinking reaction of the resin which is thermally polymerised is promoted. 

25 [0099] When the resin (MA) is used, it is possible to use a radical initiator (polymerisation initiator for crosslinking) 
which produces radicals to promote the crosslinking reaction during the high temperature post bake and to improve 
the dry-etching resistance. Any compound which shows a half period-temperature of not less than 50°C may be used 
as such an initiator. Di-t-butyl peroxide, t-butyl peroxyisopropyl carbonate, 1, 1'-azobis(cyclohexane-1 -carbon itrile) or 
the like may' be given as examples. 

30 [0100] When the resin (I A) is used, it is necessary to improve the developing solution in order to obtain more stable 
patterning features. Due to the pollution by the amines or the like in the environment, the protonic acid is inactivated 
in the surface portion of the chemically amplified-resist. As a result, the specific problem is that the resin (IA) is hard 
to dissolve in the developing solution. For this reason the principal factor is that there is a difference between the 
solubility of the internal portion of the resist and the solubility of the surface portion of the resist and therefore it is 

35 difficult to form a stable pattern. 

[0101] Particularly, it is known that in groups having a high hydrophobicity such as an adamantyl group or a t-butyl 
group or the like which are hydrocarbon groups, there is an effect which prevents the dissolution in the developing 
solution and the influence to the non-solubility in the surface portion is important. For this reason, in the present invention 
where a polar group has been introduced into an adamantyl group or the like, the above-mentioned point is largely 

40 improved. However, it is also necessary to improve the developing solution to obtain excellent patterning features. 
[0102] Consequently, due to the use of a mixture of an aqueous solution of an organic alkali compound such as 
tetramethyl(ethyl, propyl) ammonium hydroxide, and isopropyl alcohol or the above-mentioned ether type solvents, 
particularly ethylene glycol monomethyl ether, ethylene glycol monoethyl ether, propylene glycol monomethyl ether, 
dipropylene glycol monomethyl ether or other glycol ether-type solvents in the developing solution, the solubility of the 

45 resist is increased, and the difference of solubility between the surface portion and the internal portion is lowered. Thus, 
it is possible to obtain a stable pattern. Further, as an alcohol to be added, isopropyl alcohol is the most efficient. In 
the case of methanol or ethanol, some cracks appear and a peeling off is noticed. Moreover, when using this developing 
solution mixture, the sensitivity is increased in at least one unit and the deformations due to developing are also de- 
creased. 

50 [01 03] Moreover, this developing solution contains preferably 5-95 vol% of isopropyl alcohol or the above-mentioned 
ether-type solvents. When it contains less than 5 vol%, the sensitivity is not increased. When it contains more than 95 
vol%, cracks and fissures tend to appear. 

[0104] In the present invention, the organic alkali compound is for example tetramethyl(ethyl, propyl)ammonium 
hydroxide which is commercially supplied as an aqueous solution of 2.3-2.5%. This aqueous solution is employed in 
55 a mixture with the above-mentioned organic solvent such as isopropyl alcohol. 

[0105] Further, according to the present invention, It is possible to coat on a resist a hydrocarbon-type polymer as 
a protective layer, even in the case of a -esin containing highly hydrophobic hydrocarbon groups for increasing the 
polarity of the base polymer like a resist containing itaconic anhydride which has a high polarity. This was impossible 
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in the prior art. Due to the protective layer formed on the resist, it is possible to prevent the post-exposure delay (PED) 
which is a specific problem in the chemically amplified-type resists. 

[01 06] It is possible to apply the protective layer in a more sure way, when using a hydrocarbon-type solvents having 
a high molecular weight, as a solvent for applying the protective layer. As the solvent for applying, any compound 
s having a boiling point of not less than 10°C is preferably used. In the case of a solvent having a very low boiling point, 
it is difficult to homogeneously coat the protective layer on an Si wafer. 

[0107] For this reason, specifically, iimonene, 1, 5-dicyclooctadiene, 1-decene, t-butylcyclohexane, p-cymene, do- 
decylbenzene or the like may be given as examples of applying solvents, but solvents that may be used are not limited 
to these examples. 

w [0108] Polyolefins, polydienes or the like may be given as examples of the hydrocarbon polymers used to form the 
protective layer on the resist base plate. However, any polymer which can be dissolved in the above-mentioned solvents 
and which is transparent to the irradiation wavelength may be used without any limitation. 
[01 09] After developing, the resist base plate is dry-etched. 

[0110] The dry-etching method used may be, for example, the plasma etching., the reactive-ion etching, the ion milling 
is or the like. 

[0111] After dry etching, the remaining resist and the protective layer are removed from the resist base plate with a 
solvent. 

[0112] There are several moist or dry methods to remove the remaining resist and the protective layer. The oxygen 
plasma-etching may be given as a dry-method example. Method using organic solutions containing phenol and a 
20 halogenated solvent as a main component, and methods using inorganic solutions such as sulphuric acid/hydrogen 
peroxide, hydrofluoric acid, hydrochloric acid/hydrogen peroxide may given as examples of moist methods. 
[01 1 3] The semiconductor having the resulting pattern may be used for a memory having a capacity of several Mega 
bytes to several Giga bytes. 

25 EXAMPLES 

[0114] The invention will be illustrated more specifically by the following Examples but the invention is not limited 
thereto. 

[0115] In each of the following Examples and Comparative Examples, the common part will be explained. When 
30 some parts are different from this pattern, they will be explained more specifically. 

[01 1 6] The apparatus used contains a stirrer, a thermometer, a condenser, a dropping funnel and a nitogen inlet tube 
which are provided on 2-litre separable flasks. After reaction, the resin (I A) and the resin (II A) are purified by precipitation 
with methanol and pure water, respectively. 

[01 17] After purification, 1 5wt% of triphenylsulphonium hexafluoroantimony which is an acid-generating agent having 
35 the structure as shown in Formula (12") was added to form a solution containing 50% by weight of cyclohexanone. 



40 



tot 



Sb Ff 



(12 ) 



[0118] This solution was coated by the spin coating method on an Si wafer covered with a novolak resin which has 
been hard baked to form a 0.7ujti layer. A prebake was then carried out at 60°C for 10s econds on a hot plate. The 
45 resist layer which is then obtained on the wafer was then exposed to light with a KrF eximer stepper having an irradiating 
dose of 100mJ/cm2. Then a PEB was then carried out at a temperature of 100°C for 60 seconds. 
[0119] The resulting plate was then succesively developed for 60 seconds using an alkaline aqueous solution as a 
developing solution and rinsed with pure water over 30 seconds. 

[0120] In each of the following Examples and Comparative Examples, the chemically amplifying treatment is abbre- 
50 viated as a low temperature PEB, the post bake treatment is abbreviated as a high temperature PEB and the oxygen 
plasma-etching treatment is abbreviated as an 0 2 RIE. 

[0121] The line width of the pattern is abbreviated as an L&S (line and space). 

[0122] ABN-E is 2, 2'-azobis(2-methyl-butyl nitrile) (manufactured by Nippon Hydrazin Industries, Ltd.) 
[0123] Cyclomer A200 is 3, 4-epoxy-cyclohexyl methyl acrylate (manufactured .by Daicel Chemical Industries, Ltd.) 
55 [0124] MMPG is propylene glycol monomethyl ether (manufactured by Daicel Chemical Industries, Ltd.) 
[0125] NMD-3 is the developing solution (manufactured by NMD-3 Tokyoohka, Ltd.). 

[0126] First, the radioactive -rays sensitive material (I) and the pattern -forming method using this material will be 
described. 
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[0127] The ratio of monmer (C) with respect to monomer (D) in the resulting resin (A) is in moles. 
Example 1-1 

[0128] 0.25 litre of toluene was introduced into the reaction apparatus and heated to 100°C. Then 222g of monohy- 
droxyadamantyl acrylate, 142g of t-butyl-methacrylate, 30.3g of ABN-E and 120g of toluene were added dropwise 
together over 3 hours. After dropwise addition, the mixture was left for 4 hours and then purified. The resulting resin 
had the structure shown in Formula (16). 
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[0129] The copolymer obtained had a ratio of monohydroxyadamantyl acrylate /t-butylmethacrylate of 50:50, a 

weight-average molecular weight of 5,400 and a molecular weight distribution of 1 .9. 

[0130] An acid-generating agent was then added to the synthesised polymer to form a solution. 

[0131] This solution was then coated on an Si wafer according to the spin coating method. The resist layer obtained 

on the wafer after a prebaking was then irradiated and submitted to a low temperature PEB. The resulting plate was 

then succesively developed using IMMD-3 and rinsed. 

[0132] The semiconductor obtained showed a pattern of an L&S having a width of 0.50um 
Example I -2 

[0133] 0.25 litre of toluene was introduced into the reaction apparatus and heated to 100°C. Then 254g of trihydroxy- 
adamantyl acrylate, 142g of t-butylmethacrylate, 30.3g of ABN-E and 120g of toluene were added dropwise together 
over 3 hours. After dropwise addition, the mixture was left for 4 hours and then purified. The resulting resin had the 
structure shown in Formula (17). 
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55 [01 34] The copolymer obtained had a ratio of trihydroxyadamantyl acrylate / t-butylmethacrylate of 50:50, a weight- 
average molecular weight of 5,200 and a molecular weight distribution of 1 .9. 
[01 35] An acid-generating agent was then added to the synthesised polymer to make a solution. 
[01 36] This solution was then coated on an Si wafer according to the spin coating method. The resist layer obtained 
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on the wafer after a prebaking was irradiated and then submitted to a low temperature PEB. The resulting plate was 
then succesively developed using NMD-3 and rinsed. 

[01 37] The semiconductor obtained showed a pattern of an L&S having a width of 0.52um 
Example I-3 

[0138] 0.25 litre of toluene was introduced into the reaction apparatus and heated to 100°C. Then 31 6g of trihydroxy- 
adamantyl methacrylate, 11 6g of t-butyl-methacrylate, 120g of toluene and 30.3g of ABN-E were added dropwise 
together for 3 hours. After dropwise addition, the mixture was left for 4 hours and then purified. The resulting resin had 
the structure shown in Formula (18). 



75 



C Ha CHj 

-J-CHz j j-CH* 




(18) 



The copolymer obtained had a ratio of trihydroxyadamantyl methacrylate / t-butyl-methacrylate of 59:41, a weight- 
average molecular weight of 5,500 and a molecular weight distribution of 1 .9. 
[0139] An acid-generating agent was then added to the synthesised polymer to make a solution. 
30 [0140] This solution was then coated on an Si wafer according to the spin coating method. The resist layer obtained 
on the wafer was irradiated after a prebaking and then submitted to a low temperature PEB. The resulting plate was 
then succesively developed using NMD-3 and rinsed. 

[0141] The semiconductor obtained showed a pattern of an L&S having a width of 0.55um 



35 Example I-4 

[0142] A mixture (1:1 by weight) of NMD-3 and isopropyl alcohol was used as a developing solution instead of the 

NMD-3. The other operations were carried out as described in Example I -3. 

[0143] The semiconductor obtained showed a pattern of an L&S having a width of 0.4ujti. 

40 

Example 1 -5 > 



[0144] 0.25 litre of toluene was introduced into the reaction apparatus and heated to 100°C. Then 214.4g of trihy- 
droxyadamantyl methacrylate, 273. 6g of di-t-butyl fumarate, 1 20g of toluene and 30. 3g of ABN-E were added dropwise 
45 together over 3 hours. After dropwise addition, the mixture was left for 4 hours and then purified. The resulting resin 
had the structure shown in Formula (1 9). 
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(19) 



The copolymer obtained had a ratio of trihydroxyadamantyl methacrylate / di-t-butyl fumarate of 40:60, a weight-aver- 
age molecular weight of 8,500 and a molecular molecular weight distribution of 2.3. 
[01 45] An acid-generating agent is then added to the synthesised polymer to form a solution. 
20 [0146] This solution is then coated on an Si wafer according to the spin coating method. The resist layer obtained 
on the wafer was then irradiated after a prebaking and submitted to a low temperature PEB. The resulting plate was 
then succesively developed with NMD-3 and rinsed. 

[0147] The semiconductor obtained showed a pattern of an L&S having a width of 0.60u.m. 
25 Comparative Example 1-1 

[0148] 0.25 litre of toluene was introduced into the reaction apparatus and heated to 100°C. Then 260g of adamantyl- 
methacrylate, 1 16.4g of t-butyl methacrylate, 30. 3g of ABN-E and 1 20g of toluene were added dropwise together over 
3 hours. After dropwise addition, the mixture was left for 4 hours and then purified. The resulting resin had the structure 
30 shown in Formula (20). 
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The copolymer obtained had a ratio of adamantylmethacrylate / t-butyl-methacrylate of 59:41 , a weight-average mo- 
lecular weight of 5,500 and a molecular weight distribution of 1 .9. 

[0149] An acid-generating agent was then added to the synthesised polymer to make a solution. 
[01 50] This solution was then coated on an Si wafer by the spin coating method. The resist layer which was obtained 
on the wafer was then irradiated after a prebaking and submitted to a low temperature PEB. The resulting plate was 
then succesively developed with NMD-3 but the developing did not progress, and a pattern could not be obtained. 

Comparative Example 1-2 

[0151] A mixture (1:1 by weight) of NMD-3 and isopropyl alcohol (1:1) was used instead of the NMD-3 which was 
used as a developing solution in Comparative Example 1-1 . The other operations were similar to Comparative Example 
1-1 . The pattern obtained showed an L&S having a 0.50 jam width but has no reproducibility. 
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Example 1-6 

[0152] A resist layer having a thickness of 0.6ujti was coated on an Si wafer. The resulting plate was then heated 
(baked) at 60°C on a hot plate for 20 minutes. As in Example 1 -3, the plate was then irradiated and submitted to a low 
5 temperature PEB treatment and developed. The resulting semiconductor showed a pattern having an L&S of a 0.55[im 
width. 

Comparative Example I-3 
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[0153] The operations were similar to those of Comparative Example 1-1 except that the plate was baked at 60°C 
on a hot plate for 20 minutes. It was then difficult to form a resist layer having a homogeneous thickness. With only 
this bake treatment, the hydroxy! groups remain on the Si wafer and thus, repelling and coating irregularities appear. 
By a HMDS treatment (hexamethyl disilazane) of the hydroxyl groups which remain in the Si wafer, it is possible to 
obtain a resist layer of a determined thickness. A post treatment of the resist which shows a low adhesion is thus 
necessary. 

[01 54] The above experiments show that it is possible to obtain a stable pattern and to improve the adhesion in an 
extraordinary way even when the proportion of adamantyl groups which have a high polarity was increased for improving 
the dry-etching resistance. 

[01 55] By the present invention, it is now possible to obtain a stable specific pattern having not only a high transpar- 
ency and a high dry-etching resistance but also an excellent adhesion and a high sensitivity. Therefore, it is possible 
to produce submicroscopic semiconductors. The first aim of the present invention was then reached. 
[0156] The radioactive -rays sensitive material (II) an a method for producing a pattern thereof will now be described. 
[0157] The ratio of the resulting resin (HA) 1 : m:n is given by mole. 



25 Example 11-1 

[0158] 390g of MMPG were introduced into the reaction apparatus and heated to 110°C. Then 78g of methacrylic 
acid, 446g of t-butyl methacrylate, 220g of methylmethacrylate and 24g of ABN-E were added dropwise together into 
the apparatus over 3 hours. After dropwise addition, the reaction mixture was left for 4 hours to synthesise a main 
30 polymer containing carboxyl groups. 1 66g of cyclomer A200, 4g of triphenylphosphine and 1 3g of methylhydroquinone 
were then added to the main polymer solution and reacted at 100°C for 10 hours. A purification by precipitation was 
then carried out. The resin obtained had the structure shown in Formula (21 ) described below, a ratio of 1 : m ; n = 50: 
35:15, a weight-average molecular weight of 6,000 and a molecular weight distribution of 2.1 . 



35 



40 



45 



-£ch 



2 

o=? 



o 
I 

CH, 



CH, 



CH, 



3-6* 



I o= m o= 



CH;J— CH, 

CH, HO 




(21 ) 



o 



[0159] An acid-generating agent was then added to the resulting polymer to form a solution. 

so [01 60] An Si wafer was then coated with this solution according to the spin coating method and prebaked to form a 
resist layer on a wafer. This resist layer was then irradiated and submitted to a low temperature PEB. 
[0161] This wafer was then developed with NMD-3 and submitted to a high temperature PEB treatment for 2 hours 
at 150°C to crosslink the acrylic groups. The pattern obtained showed an L&S of 0.7p.m width. It was then possible to 
copy the pattern on a 1 .9ujd depth by using a mask and 0 2 Ri treatment on the resulting resist pattern to etch the 

55 novolak type resist. 
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Example II-2 
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[0162] 390g of MMPG were introduced into the reaction apparatus and heated to 110°C. Then 78g of methacrylic 
acid, 339g of t-butylmethacrylate, 327g of adamantylmethacrylate and 24g of ABN-E were added dropwise together 
into the apparatus over 3 hours. After dropwise addition, the reaction mixture was left for 4 hours to synthesise a main 
polymer containing carboxy I groups. 1 66g of cyclomer A200, 4g of tripheny Iphosphine and 1 .3g of methylhydroquinone 
were then added to the main polymer solution and reacted at 100°C for 10 hours. A purification by precipitation was 
then carried out. The resin obtained had the structure shown in Formula (22) described below, a ratio of 1 : m : n = 50: 
31:19, a weight-average molecular weight of 5400 and a molecular weight distribution of 2.1 . 
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[0163] An acid-generating agent was then added to the polymers obtained to form a solution. 

[0164] An Si wafer was then coated with this solution according to the spin coating method and prebaked to form a 

resist layer on a wafer. This resist layer was then irradiated and submitted to a low temperature-PEB. 

[0165] This wafer was then developed with NMD-3 and submitted to a high temperature PEB treatment for 2 hours 

at 150°C to crosslink the acrylic groups. The pattern obtained showed an L&S of 0.50um width. It was then possible 

to copy the pattern on a 2.2u.m depth by using a mask and 0 2 Ri treatment on the resist pattern obtained to etch the 

novolak type resist. 



Example 1 1 -3 
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[0166] 390g of MMPG were introduced into the reaction apparatus and heated to 110°C. Then 66g of acrylic acid, 
346g of t-butylmethacrylate, 333g of monohydroxyadamantyl methacrylate and 24g of ABN-E were added dropwise 
together therein over 3 hours. After dropwise addition, the reaction mixture was left for 4 hours to synthesise a main 
polymer containing carboxy I groups. 1 66g of cyclomer A200, 4g of triphenylphosphine and 1 .3g of methyl-hydroquinone 
were then added to the main polymer solution and reacted at 100°C for 10 hours. A purification by precipitation was 
then carried out. The resin obtained had the structure shown in Formula (23) described below, a ratio of 1 : m : n = 50: 
31 : 1 9, a weight-average molecular weight of 5200 and a molecular-weight distribution of 2. 1 . 
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55 [0167] An acid-generating agent was then added to the polymer obtained to form a solution. 

[0168] An Si wafer was then coated with this solution according to the spin coating method and prebaked to form a 

resist layer on a wafer. This resist layer was then irradiated and submitted to a low temperature-PEB. 

[0169] This wafer was then developed with NMD-3 and submitted to a high temperature-PEB treatment for 2 hours 
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at 150°C to crosslink the acrylic groups. The pattern obtained showed an L&S of 0.5j.im width. It was then possible to 
copy the pattern on a 2.3 um depth by using a mask and 02Ri treatment on the resist pattern obtained to etch the 
novolak type resist. 

5 Exampe 11-4 

[0170] 390g of MMPG were introduced into the reaction apparatus and heated to 110°C. Then 78g of methacrylic 
acid, 355g of t-butylmethacrylate, 347g of monohydroxyadamantyl acrylate and 24g of ABN-E were added dropwise 
together therein over 3 hours. After dropwise addition, the reaction mixture was left for 4 hours to synthesise a main 
io polymer containing carboxyl groups. 129g of glycidylmethacrylate (Blenmer-G, manufactured by Nipponyushishasei), 
4g of triphenylphosphine and 1 .3g of rnethylhydroquinone were then added to the main polymer solution and reacted 
at 1 00°C for 10 hours. A purification by precipitation was then carried out. The resin obtained had the structure shown 
in Formula (24) described below, a ratio of 1 : m : n = 50:32:18, a weight-average molecular weight of 6300 and a 
molecular-weight distribution of 2.1. 

15 



20 



25 
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30 [0171] An acid-generating agent was then added to the polymer obtained to form a solution. 

[0172] An Si wafer was then coated with this solution according to the spin coating method and prebaked to form a 
resist layer on a wafer. This resist layer was then irradiated and submitted to a low temperature PEB. 
[0173] This wafer was then developed with NMD-3 and submitted to a high temperature-PEB treatment for 2 hours 
at 150°C to crosslink the acrylic groups. The pattern obtained showed an L&S of 0.9ujti width. It was then possible to 

35 copy the pattern on a 2.0u.m depth by using a mask and 02Ri treatment on the resist pattern obtained to etch the 
novolak type resist. 

Example II-5 

40 [0174] The Example II-5 is similar to Example 11-1 but instead of using a developing solution of NMD-3, a mixture of 
NMD-3 and isopropyl alcohol was used. The pattern obtained showed an L&S having a width of 0.45|im. 

Example 1 1 -6 

45 [0175] 390g of MMPG were introduced into the reaction apparatus and heated to 110°C. Then 78g of methacrylic 
acid, 421 g of dibutyl fumarate, 244g of trihydroxyadamantyf methacrylate and 24g of ABN-E were added dropwise 
together into the apparatus over 3 hours. After dropwise addition, the reaction mixture was left for 4 hours to synthesise 
main polymer containing carboxyl groups. 166g of cyclomer A200, 4g of triphenylphosphine and 1 .3g of methyl-hyd- 
roquinone were then added to the main polymer solution and reacted at 100°C for 10 hours. A purification by precip- 

50 itation was then carried out. The resin obtained had the structure shown in Formula (25) described below, a ratio of 1 : 
m : n = 50:25:25, a weight-average molecular weight of 5400 and a molecular-weight distribution of 2.1. 
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[0176] An acid-generating agent was then added to the polymers obtained to form a solution. 

[0177] An Si wafer was then coated with this solution according to the spin coating method and prebaked to form a 

resist layer on a wafer. This resist layer was then irradiated and submitted to a low temperature-PEB. 

[0178] This wafer was then developed with NMD-3 and submitted to a high temperature-PEB treatment for 2 hours 

at 150°C to crosslink the acrylic groups. The pattern obtained showed an L&S of 0.50jjm width. It was then possible 

to copy the pattern on a 2.3 um depth by using a mask and 0 2 Ri treatment on the resist pattern obtained to etch the 

novolak type resist. 



[0179] Based on 100 parts by weight of the resin, 30 parts by weight of dipentaerythritoi hexacrylate were added in 
the photo-sensitive solution of the resist obtained in Example 11-1 . The pattern showed by irradiation an L&S of 0.80p.m. 
It was then possible to copy the pattern on a 2.3 jam depth by using mask and 02Ri treatment on the resist pattern 
obtained to etch the novolak type resist. 

Comparative Example 11-1 

[0180] 390g of toluene were introduced into the reaction apparatus and heated to 110°C. Then 534g of t-butyl meth- 
acrylate, 376g of methyl-methacrylate and 24g of ABN-E were added dropwise together therein over 3 hours. After 
dropwise addition, the reaction mixture was left for 4 hours. A purification by precipitation with methanol was then 
carried out. The resin obtained had the structure shown in Formula (26) described below, a ratio of 1 : m = 50:50, a 
weight-average molecular weight of 5000 and a molecular-weight distribution of 2.1 . 



[0181] An acid-generating agent was then added to the polymers obtained to form a solution. 

[01 82] An Si wafer was then coated with this solution according to the spin coating method and prebaked to form a 
resist layer on a wafer. This resist layer was then irradiated and submitted to a low temperature PEB. 
[0183] This wafer was then developed with NMD-3 and submitted to a high temperature PEB treatment for 2 hours 
at 1 50°C to crosslink the acrylic groups. The pattern obtained showed an L&S of 0.70u.m width. It was not possible to 
copy the pattern by using a mask and 02Ri treatment on the resulting resist pattern to etch the novolak type resist. 
[01 84] From the basis of these results, it is proved that the dry-etching resistance may be improved by chain reactive 
vinyl groups in side chains. Further, it was also proved that the partial introduction of a unit containing an adamantyl 
group greatly improves the dry-etching resistance. The present invention enables a stable and specific pattern to be 



Example II-7 
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obtained. 

[0185] By the present invention, it is now possible to obtain a stable specific pattern having not only a high transpar- 
ency and a high dry-etching resistance but also an excellent adhesion and a high sensitivity. It is possible therefore to 
produce submicroscopic semiconductors. The second aim of the present invention was then reached. 

5 

Claims 

1. A radioactive- rays sensitive material characterised in that it comprises a resin (I A) having in the molecule at least 
w one functional group which is capable of producing an alkali-soluble group under the action of an acid and at least 

one alicyclic functional group containing a polar group, and/or a resin (II A) containing in the molecule at least one 
functional group, which is capable of producing an alkali-soluble group under the action of an acid and at least 
one unsaturated group and a compound (B) which produces an acid under irradiation with radioactive -rays. 

is 2. The radioactive-rays sensitive material according to claim 1, characterised in that said functional group which is 
capable of producing an alkali-soluble group under the action of an acid is of Formula (1) or (2). 
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wherein R, and R 2 are independently selected from -C(CH 3 ) 2 R 3 , -Si(CH 3 ) 2 R 3 with R 3 being an alkyl group having 
1 -20 carbons or an aromatic group having 6-14 carbons) or 




or 

3. The radioactive-rays sensitive material according to claim I or 2, characterised in that said resin (I A) and said resin 
(MA) are acrylic resins. 

40 4. The radioactive-rays sensitive material according to any one of claims 1 to 3, characterised in that said polar group 
of said resin (I A) is a hydroxyl group. 

5. The radioactive-rays sensitive material according to claim 4, characterised in that in said resin (IA), said alicyclic 
functional group containing a hydroxyl group is an adamantyl group containing at least one hydroxyl group. 

45 

6. The radioactive-rays sensitive material according to any one of claims 1 to 5, characterised in that said unsaturated 
group of said resin (I I A) is a (meth)acryloyl group. 

7. The radioactive-rays sensitive material according to any one of claims 1 to 6, characterised in that said resin (I I A) 
50 contains an alicyclic functional group derived from an unsaturated monomer having an epoxy group. 

8. The radioactive-rays sensitive material according to any one claims 1 to 7, characterised in that said radioactive- 
rays sensitive material contains said resin (I I A) and further a polymerisation initiator used for crosslinking. 

55 9. The radioactive-rays sensitive material according to any one of claims 1 to 8, characterised in that said resin is 
selected from the resins of the following formulae 
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A method tor forming a pattern, characterised in that the radioactive-rays sensitive material according to any one 
of claims 1 to 9 is coated on a thin layer of semiconductor, then selectively irradiated by a far ultra-violet laser, 
baked and developed with an alkali solution to remove said radioactive- rays sensitive material. 

The method for forming a pattern according to claim 10, characterised in that developing is carried out by using 
an alkali solution which is a mixture of an aqueous solution of an organic alkali compound and isopropyl alcohol. 

The method for forming a pattern according to claim 10 or 11 , characterised in that said radioactive-rays sensitive 
material which contains said resin (I I A) is developed with an alkali solution and then crosslinked using a polymer- 
isation initiator for crosslinking and then submitted to a dry etching. 

The method for forming a pattern according to any one of claims 10 to 1 2, characterised in that said alkali solution 
contains an aqueous solution of tetramethylammonium hydroxide. 



30 



35 



40 



45 



50 



55 



BNSDOCID: <EP 0936504A1 J_> 



25 



EP 0 936 504 A1 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 99 40 0360 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation ot document with indication, where appropriate. 
of relevant passages 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPLICATION (lnt.Cl.6> 



P,X 



X,D 



EP 0 836 119 A (SAMSUNG ELECTRONICS CO.. 
LTD.) 15 April 1998 

* page 10, copolymer IX * 

* page 11; example 4 * 

EP 0 794 458 A (LUCENT TECHNOLOGIES INC.) 
10 September 1997 

* page 7, 1 ine 25 - 1 i ne 51 * 

EP 0 534 324 A (SHIPLEY COMPANY INC.) 
31 March 1993 

* page 6, scheme * 

* page 11; example 8 * 

EP 0 663 616 A (FUJITSU LIMITED) 
19 July 1995 

* page 27, control 1 * 

W0 95 12147 A ( H0ECHST CELANESE 
CORPORATION) 4 May 1995 

* page 17; example 5 * 

EP 0 713 144 A (H0ECHST JAPAN LIMITED) 
22 May 1996 

* page 7, line 33 - line 38 * 

* page 11; example 9 * 



The present search report has been drawn up lor ail claims 



1-4.10, 
13 



1-3.10, 

13 



1,2,4, 
10,13 



G03F7/039 
G03F7/038 



1,6 



1,3,6,7 



TECHNICAL FIELDS 
SEARCHED (lnt.CI.6) 



G03F 



Place of search 

THE HAGUE 



Dale of completion of ihe 

28 May 1999 



Examiner 

Dupart, J.-M. 



CATEGORY OF CITED DOCUMENTS 

X particularly relevant it taken alone 

Y : particularly relevant it combined with another 

document of the same category 
A : technological background 
O • non -written disclosure 
P : intermediate document 



T . theory or principle underlying the invention 
E earlier patent document, hut published on. or 

after the tiling date 
D : document cited in '.he application 
L document cited tor other reasons 

& • member of the same patent family, corresponding 
document 



26 

BNSDOCtD: <EP 0936504A1_I_> 



4 



EP 0 936 504 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 99 40 0360 



This annex lists the patent famii/ members relating to the patent documents cited in the above-mentioned European search report. 
The members are as contained in the European Patent Office EDP fiie on 

The European Patent Office is in no way liable for these particulars which are merely given for the purpose ol mtormation. 

23-05-1999 



Patent document 
ci:ed in search report 


Publication 
date 


Patent family 
member(s) 


Publication j 
date ! 


EP 0836119 


A 


15-04-1998 


CN 


1181520 


A 


13-05-1998 








JP 


10130340 


A 


19-05-1998 








JP 


10153864 


A 


09-06-1998 


EP 0794458 


A 


10-09-1997 


JP 


10010739 


A 


16-01-1998 


EP 0534324 


A 


31-03-1993 


US 


5258257 


A 


02-11-1993 








JP 


5249673 


A 


28-09-1993 








us 


5362600 


A 


08-11-1994 


EP 0663616 


A 


19-07-1995 


JP 


7234511 


A 


05-09-1995 


W0 9512147 


A 


04-05-1995 


NONE 








EP 0713144 


A 


22-05-1996 


CN 
DE 
JP 
US 


1128362 
69504942 
8211607 
5882843 


A 
D 
A 
A 


07-08-1996 
29-10-1998 
20-08-1996 
16-03-1999 



o 

uj For more details about this annex : see Official Journal ol the European Patent Office, No. 12/82 



27 



BNSDOCID: <EP 0936504A1_L> 



